All experiments were carried out in flame dried or oven dried (150 o C) glassware, in an atmosphere of dinitrogen, unless specified otherwise, by standard Schlenk techniques. Schlenk reaction tubes with screwcaps, and equipped with a teflon-coated magnetic stirbar were flame dried under vacuum and allowed to return to room temperature prior to being charged with reactants. A manifold permitting switching between dinitrogen atmosphere and vacuum was used to control the atmosphere in the reaction vessel.
1
H-and 13 C-NMR were recorded on a Varian AMX400 (400, 100.59 MHz, respectively) using CDCl 3 as solvent, unless specified otherwise. Chemical shift values are reported in ppm with the solvent resonance as the internal standard (CHCl 3 : δ7.27 for 1 H, δ 77.1 for 13 C). Data are reported as follows: chemical shifts (δ), multiplicity (s = singlet, d = doublet, t = triplet, q = quartet, br = broad, m = multiplet), coupling constants J (Hz), and integration.
GC-MS measurements were made using a HP 6890 Series Gas Chromatograph system equipped with a HP 5973 Mass Sensitive Detector. GC measurements were made using a Shimadzu GC 2014 gas chromatograph system bearing a AT5 column (Grace Alltech) and FID detection. Whenever GC conversion are mentioned, it refers to the amount of the starting material consumed in the reaction, and was calculated in comparison with the initial concentration of substrate at the start of the reaction.
High Resolution Mass Spectrometry was performed using a ThermoScientific LTQ Oribitrap XL spectrometer.
General procedure for the conjugate addition of arylboronic acids to -disubstituted enones Method A: Conjugate addition to cyclic enones
To a Schlenk tube equipped with a magnetic stirring bar and a septum was added palladium trifluoroacetate (3.3 mg, 1 mol%, 0.01 mmol), and 2,2'-bipyridine (2.34 mg, 1.5 mol%, 0.015 mmol). The
Schlenk tube was capped and alternated through 3 cycles of vacuum and dinitrogen. The mixture was dissolved in 2 ml of a solution of MeOH : H 2 O (9 : 1) and the tube was placed in a pre-heated oil bath at 60 o C and allowed to stir for 15 min. The tube was removed from the oil bath, cooled to rt, followed by the addition of the enone (1 mmol, 1.0 equiv) via syringe or pipette and the boronic acid (2 mmol, 2 equiv), in one portion. The septum was replaced with a screw cap. Upon complete consumption of the enone (monitored by TLC / GC), the reaction mixture was allowed to cool to rt and filtered through a pad of silica.
The filtrate was dried over MgSO 4 , concentrated in vacuo and adsorbed onto silica before being loaded on a silica-gel column. Elution with a mixture of n-pentane: ether afforded the corresponding product.
Method B: Conjugate addition to acyclic (linear) enones
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Characterization of synthesized compounds
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